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Synthesis of (R)-N-(1-phenylethyl)benzamide and (S)-N-(1-phenylethyl)benzamide. (R)-N-(1-
phenylethyl)benzamide ((R)-N-(1PE)BA) was synthesized in simple one step reaction. In a typical synthesis procedure of (R)-N-(1-phenylethyl)benzamide ((R)-N-(1PE)BA)), a one-neck flask equipped with a dropping funnel and nitrogen gas was charged with (R)-(+)-α-methylbenzylamine (5.0 g, 41.3 mmol) and TEA (6.26 g, 61.9 mmol) in CHCl 3 . The stirred mixture was maintained at 0 °C for 1 h, and then benzoyl chloride (6.95 g, 49.5 mmol) in CHCl 3 was dropped slowly to the above solution kept in ice bath for 30 min, and stirring was continued at 0 °C for 3 h. After completion of reaction, remaining salt was removed by filtration, filtrate was neutralized, and product was extracted by chloroform. The synthesized (R)-N-(1PE)BA was purified by recrystallization from ethanol three times and dried in vacuo.
(S)-N-(1-phenylethyl)benzamide ((S)-N-(1PE)BA) was also synthesized using same method. torr) and degassed by freeze-thaw cycles for 2-3 times. The highly concentrated initiator was divided in to predetermined concentration for use in anionic polymerization under vacuum.
Synthesis of sodium (R)-N-(1-phenylethyl)benzamide and sodium (S)-N-(1-phenylethyl)benzamide.
Sodium (R)-N-(1-phenylethyl)benzamide ((R)-Ci) in THF (50 mL) was prepared by reaction of (R)-N- torr) for degassing. After complete degassing, the obtained initiator was stored at -30 °C in glass ampoules with break seals. An adequate concentration of (R)-Ci was diluted prior to use. Sodium (S)-N-(1-phenylethyl)benzamide ((S)-Ci) was also synthesized using same procedure.
Polymerization procedure
Anionic polymerizations of n-HIC using various initiators. Different unidirectional or bidirectional initiators were used to synthesize chiral poly(n-hexyl isocyanate) (PHIC) containing a chiral moiety at both ends under high vacuum (10 -6 torr) in a glass apparatus following standard procedure.
S1
In a typical polymerization procedure (Run A1), the initiator solution, (R)-Ci (0.093 g, 0.378 mmol) in 3.9 mL of THF, was transferred into the reaction flask through the break-seal and the solution temperature was then 
S3
equilibrated to the reaction temperature of -98 °C. The polymerization was carried out by adding the monomer n-HIC (0.665 g, 5.23 mmol) in 12.9 mL of THF to the initiator solution. Polymerization reaction was terminated after 20 min by adding excess amount of a chiral terminator (S)-Ct with pyridine, and polymer was precipitated into methanol, filtered, and dried in vacuo (several PHIC were synthesized containing chiral initiators only at one end of the polymer chain, in those cases polymerization reactions were terminated by acidified methanol. Moreover, in the coupled PHIC synthesis, the above procedure was repeated, however, except chiral terminator an oxalyl chloride was introduced as a coupling agent).
Dissolution in solvent and precipitation was repeated to obtain highly pure polymer sample, which was dissolved again in benzene and freeze-dried for characterization. Solvent soluble parts were analyzed quantitatively by weighing the residue after evaporation of solvent and using 1 H NMR to check whether there were any unreacted monomers or trimers. C NMR spectra were measured at 25 C using a JEOL-JNM-ECX400
(R)-Ci initiated I-PHIC (A2

(R)-Ci initiated and (S)-Ct terminated I•T-PHIC (D8
using CDCl 3 or DMSO as the solvent. Chemical shifts were referenced to tetramethysilane (TMS) at 0 ppm. Molecular weights (MW) were determined from the response of a multiangle laser light scattering detector system (MALLS), SEC-LS, (OPTI LAB-DSP interferometric refractometry 478-009-690 and DAWN EOS laser photometer 113-E, Wyatt Technology) with four columns (HR 0.5, HR 1, HR 3, and HR 4, Waters Styragel columns run in series with column pore sizes 50, 100, 500, and 1000 Å, respectively). THF with triethylamine (for the prevention of adsorption of hydrophilic polymer in the column) was used as the mobile phase at a flow rate of 1.0 mL/min. The dn/dc value for polymer in THF at 40 °C was measured with an LED (Optilab DSP) source. After dn/dc was measured for five different concentrations for each polymer sample, SEC-MALLS data were gained with refractive index detection at 40 °C. FT-IR spectra were run in Perkin-Elmer System 2000 using KBr pellets. The specific rotation value was measured on Jasco P-1020 polarimeter using a cell length of 100 mm in concentration of 10 mg/ml of compound in chloroform. Circular dichroism (CD) and ultraviolet (UV) spectra were measured on a JASCO-J-720 spectropolarimeter using a cell path length of 0.1 cm. Specific ellipticity values are expressed in millidegree. All CD spectra were smoothed by using Savitzky-Golay filter through OriginPro-8.1 software. All CD samples were prepared in concentration of 1 mg/mL. Scheme S1. Structure of poly(n-hexyl isocyanate) with chiral initiator and terminator.
The temperature dependent CD spectra proved a kinetically controlled and thermodynamically stable behaviour of the chirally-initiated and chirally-terminated PHICs, respectively. However, apart from the CD results, it was needed to consider the other aspect, i.e. the structure of the polymer. In anionic polymerization of isocyanate monomer, the nuclophillic anionic initiator attacks the isocyanate group, it attacks the carbonyl carbon, as it has a partially positive charge due to the electron withdrawing nature of the oxygen atom, which can form either amide backbone or acetal backbone. However, it was reported that anionic initiator produces polyisocyanate with the amide backbone regardless of a counterion identity and solvent types.
S2
Therefore, initiator is attached to the C-terminal of polymeric chain, whereas, terminator is attached to the N-terminal of the polymeric chain.
In the present system, the chiral initiator is attached to the C-terminal of the polymeric chain, whereas, the chiral terminator is attached to the N-terminal of the polymeric chain as shown in Scheme S1. The C-terminal of the polymer is attached to the amide group of the initiator, whereas, the N-terminus of the polymer is attached to the carbonyl group of chiral terminator. Due to the structural similarity of the amide group of the initiator and carbonyl group of the terminator with the amide backbone of the polymer, they may get assimilate to polymer backbone. Therefore, in case of initiator, the chiral centre is attached to the N-terminal of the polymeric chain; whereas, in case of terminator, the chiral centre is attached to the C-terminal of the polymeric chain. The driving force for helicity induction is applied from
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S14 N-terminal of the chain by initiator and from C-terminal by terminator. It suggested, chiral centre from Nterminal can give static conformation; whereas, chiral centre from C-terminal can give dynamic helical conformation.
In peptides, helicity induction is good from N-terminal and poor from C-terminal.S3 Therefore, it can be said that like in polypeptide, in polyisocyanate also the strong helicity induction was from Nterminal and poor helicity induction C-terminal. However, in the present case, PHIC A(1-2) and B3, containing chiral initiator or chiral terminator at only one end of the chain, had already been synthesized in order to confirm the helicity induction ability of the individual chiral moiety. That clearly proved that the chiral initiator (S)-Ci or (R)-Ci had poor helicity induction ability compared with chiral terminator (S)-Ct; despite of helicity induction is from N-terminal in chiral initiation. (Original manuscript: page 2, Line 28). Moreover, clear static behaviour due to chiral initiation and dynamic behaviour due to chiral termination was observed despite of polyisocyanates are believed to be dynamic in nature. Therefore, any possibility arose due to attachment of chiral centre at N-terminal and C-terminal in chiral initiator and chiral terminator was eliminated. Thus, the chiral initiation governed the entire helical sense of the polymeric chain; whereas, the chiral terminator just supported the helical sense induced by chiral initiation.
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Generalization of GIST effect
For generalizing the governing initiation-supporting termination concept, various polyisocyanates containing different kind of chiral moiety at both ends of the polymer chain were synthesized as shown in Scheme S2. The isocyanate monomers were selected on the basis of their highly varying side-chain functionalities. These polyisocyanates were synthesized using sodium (R)-N-(1-phenylethyl)benzamide ((R)-Ci) as an initiator and terminated with (S)-2-acetoxypropionyl chloride ((S)-Ct). Thus, the obtained polyisocyanates were hetrochirally end-capped, whose initial chiral moiety had weaker helicity induction ability compared with its terminal chiral moiety (Original manuscript: page 2, Line 28). Therefore, the obtained polyisocyanate should adopt a helical sense in the direction of the chiral terminal moiety.
Firstly poly(n-propyl isocyanate) (PPI) was synthesized by polymerization of n-propyl isocyanate (n-PIC). PPI had very short aliphatic side-chain. In second case, poly(n-pentanoxycarbonylaminohexyl isocyanate) (PEAHI) was synthesized using n-pentanoxycarbonylaminohexyl isocyanate (n-PEAHI), such polyisocyanate had a polar side-chain containing carbamate linkage. In a third scenario, poly(3-(triethylsilyl)propyl isocyanate) (PTEtSPI) was synthesized using 3-(triethylsilyl)propyl isocyanate (TEtSPI), such polyisocyanate had very bulky side-chain. The monomers n-PEAHI and TEtSPI were synthesized as per literature. 
